: Optimised geometries of a) DTDCNBT, where a T-DCNBT dihedral angle of 30.12° is predicted and b) DTDFBT where the T-DFBT angle is near planar. A B3LYP level of theory was used with a basis set of 6-31G(d).
Figure S2: HOMO and LUMO electron density plots and optimized geometries of (a) P(Ge-DTDFBT). and (b) P(Ge-DTDCNBT) B3LYP level of theory, basis set of 6-31G(d).
Figure S3: HOMO and LUMO electron density plots and optimized geometries of (a) P(IDT-DTDCNBT) and (b) P(IDT-DTDFBT) B3LYP level of theory, basis set of 6-31G(d). Table S1 : Theoretical HOMO and LUMO levels and band gap calculated using B3LYP level of theory, basis set of 6-31G(d). Figure S4 : The crystal structure of DTDCNBT (50% probability ellipsoids). Both the C10-and C17-based thiophene rings in the structure of DTDCNBT were found to be disordered. In each case two orientations were identified, of ca. 88:12 and 86:14% occupancy for the C10-and C17-based rings respectively. The geometries of all four rings were optimised, the thermal parameters of adjacent atoms were restrained to be similar, and only the non-hydrogen atoms of the major occupancy orientations were refined anisotropically (those of the minor occupancy orientations were refined isotropically). In each case, the disorder amounts to a swapping of the sulphur position between the two α sites. 
